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(57) Claim 

1. Concentrated aqueous emulsions comprising: 

0.01 g to 250 g/1 of pyrethrinoid; 

0 g to 350 g/1 of aromatic hydrocarbons; 

0 g to 350 g/1 of phthalic ester; 

40 g to 200 g/1 of acid phosphate ether; 

30 g to 200 g/1 of 1,2-propanediol; 

30 g to 150 g/1 of vinyl alcohol resins; 

40 g to 600 g/1 of water. 

2. Concentrated aqueous emulsions according to claim 1, wherein said 
pyrethrinoid is deltamethrine, permethrine, cypermethrine, alphamethrine, 
tralomethrine, cyhalothrine, fenvalerate, cyfluthrine, flucythrinate, fiuvalinate, 
fenpropathrine, tefluthrine and bifenthrine. 

4. Preparation process for concentrated aqueous emulsions according to any 
one of claims 1 to 3, characterized in that: 

a solution A is prepared by dissolving an active ingredient in a solvent or 

solvents and a surface active agent is added to it; 

a solution B is prepared containing a film-forming agent, water and a co- 

. . ./2 



(11) AU-B-5 1697/90 . 2 . 
(10) 629914 

surface active agent 

then solutions A and B are mixed together under agitation in order to obtain the 
desired aqueous emulsion. 

5. Preparation process according to claim 4, wherein said surface active agent 
is selected from the group of acid phosphate ethers of formula: 



R(OCH 2 CH 2 ) n 




in which R' represents a hydrogen atom, or represents an R(OCH 2 CH 2 ) n radical, 
R representing an alkyl radical containing up to 18 carbon atoms, an aryl radical 
containing up to 14 carbon atoms, or an alkylaryl radical containing up to 24 
carbon atoms and n representing an integer which can vary between 1 to 18. 
6. Preparation process according to claim 3 or claim 4, wherein said film- 
forming agent is a thermoplastic vinyl resin. 
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(54) Title: NEW CONCENTRATED AQUEOUS EMULSIONS. PROCESS FOR PREPARING THEM AND THEIR USE 
IN THE FIELD OF PESTICIDES 

(54)Titre: NOUVELLES EMULSIONS AQUEUSES CONCENTREES, LEUR PROCEDE DE PREPARATION ET LEUR 
APPLICATION DANS LE DOMAINE PESTICIDE 

(57) Abstract 

Concentrated aqueous emulsions, characterized in that they contain, in addition to the usual constituents of aqueous emul- 
sjons and the active principle, a film-forming agent and a surface-active agent chosen rrom the group of acid phosphate ethers 
The emulsions are used, in particular, in the field of pesticides. 

(57) Abrege 

{-'invention a pour objet des emulsions aqueuses concentrees caracterisees en ce qu'elles renferment en plus des consti- 
tuants habituels des emulsions aqueuses et du principe actif, un agent filmogene et un agent tensio-actif choisi dans le groupe des 
ethers phosphates acides. Les emulsions de I'invention trouvent notamment leur application dans le domaine des pesticides 




New concentrated aqueou s emulsions, pr o cess for preparing them and thgir ..^ 
in the field of pesticide s- 

The present invention relates to new concentrated aqueous emulsions, their 
preparation process and their use in the field of pesticides. 

A subject of the invention is concentrated aqueous emulsions comprising: 
0.01 g to 250 g/1 of pyrethrinoid; 
0 g to 350 g/1 of aromatic hydrocarbons; 
0 g to 350 g/1 of phthalic ester; 
40 g to 200 g/1 of acid phosphate ether; 
30 g to 200 g/1 of 1,2-propanediol; 
30 g to 150 g/1 of vinyl alcohol resins; 
40 g to 600 g/1 of water. 
The concentrated aqueous emulsions of the invention find their use in 
numerous fields, notably the field of pesticides. They offer an immediate biological 
effect and a good duration of action, it is this immediate and persistent double 
action which is the essential characteristic of the emulsions of the invention and 
allows their use in the agricultural field where they can form a protective film over 
vegetation after the evaporation of the dilution water. 

Also a subject of the invention is preparation process for concentrated 
aqueous emulsions characterized in that: 

a solution A is prepared by dissolving the active ingredient in a solvent or 
solvents and the surface active agent is added to it; 

a solution B is prepared, containing the film-forming agent, water and the 

co-surface active agent 
then solutions A and B are mixed together under agitation in order to obtain the 
desired aqueous emulsion. 

More particularly a subject of the invention is the film-forming agent which 
can be a thermoplastic vinyl resin. 

Thermoplastic vinyl resins are distinguished by their solubility in water and 
their insolubility in virtually all other organic solvents. 



In addition, these resins perform simultaneously the dual function of thickening 
and stabilising agent and of film-forming agent. 

Among the thermoplastic resins preferred, there can be cited the resins 
belonging to the family of polyvinyl alcohols or also the resins derived from 
polyvinylpyrrolidone. These resins perform simultaneously the dual function of 
film-forming agent and of stabilizing, thickening agent. 

Quite especially a subject of the invention is the surface active agent which 
can be a phosphoric ester of formula: 

R(OCH 2 CH 2 ) n o 

R'O OH 

in which R' represents a hydrogen atom, or it represents a R(OCH 2 CH 2 ) n radical, 
R representing an alkyl radical containing up to 18 carbon atoms, an aryl radical 
containing up to 14 carbon atoms, or an alkylaryl radical containing up to 24 
carbon atoms and n representing an integer which can vary from 1 to 18. 

As an example of the preferred R radical, there can be cited the 
0^*19 @ radical. 

In a preferred embodiment the pair of solvents must show the following 
characteristics: 

to dissolve the active^ ingredient of course; 

not to be miscible with water; 

not to be too volatile so as to contribute to the persistence of the active 
ingredient; * 

to avoid crystallization of the active ingredient during storage for long 

periods at low temperatures; 

to have a density in the region of 1. 

The pair of solvents can thus be constituted on the one hand by an 
aromatic hydrocarbon such as for example "SOLVESSO 150", and on the other 
hand by a derivative of phthalic acid namely, a mono or diester of phthalic acid 



. and of formula: C0 2 R 




C0 2 R' 

in which R and R', identical or different, represent an alkyl radical containing up 
to 8 carbon atoms, for example a methyl, ethyl, n-propyl, isopropyl or n-butyl 
radical. 

The co-solvent is preferably a diol such as for example 1,2-propane-diol. 
In a preferred embodiment the concentrated aqueous emulsions prepared 
contain a pesticide. 

Among the preferred pesticides, there can be cited the pyrethrinoids such 
as deltamethrine, permethrine, cypermethrine, alphamethrine, tralomethrine, 
cyhalothrine, fenvalerate, cyfluthrine, fluey thrinate, fluvalinate, fenpropathrine, 
tefluthrine and bifenthrine. 

Also there can be cited the pyrethrinoids described and claimed in the 
European Patents 0038271, 0041021, 0048186, 0050534, 0110769, 01141012, 
281439 and the French Patent 253639. 

As an active ingredient the following can be considered suitable (lR,ds)-3- 

[(E)-2-fluoro-3-methoxy-3-oxo-l-propenyl]-2,2-dimethylcyclopropanecarboxylateof 
1,2,3,4,5-pentafluoro benzyl; or 

(lR,cis)-2,2-dimethyl-3-[(Z)-3-oxo-3-[2,2,2-trifluoro-l-(trifluoromethyl)- 
ethoxy]-l-propenyll cyclopropanecarboxylate of (S)-alpha-cyano-3-phenoxy benzyl. 
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It is possible to add the following products: 

- an anti-foaming agent, wetting products, anti-uv products; 

- and/or bactericide products 

in liquid or powder form in the aqueous or organic phase 

(depending on their solubility) during the preparation. 

The following examples illustrate the invention without 
however limiting it. 
Examples 1 to 6 

The concentrated aqueous emulsions are made using: as 
active ingredient : 

- < 1R ' cis >-2,2-dimethyl-3- (( Z)-3-oxo-3-[ 2 ,2,2-trifluoro-l- 

( tnf luoromethy 1 ) -et hoxy ] - 1 -propeny 1 j cyclopropanecarboxy late 
of (S)-alpha-cyano-3-phenoxy benzyl hereafter called product 
A, in accordance with the following diagram : 

OR 



ACTIVE INGREDIENT 
SOLVENT 1 
SOLVENT 2 

SURFACE ACTIVE AGENT 



RESIN 

CO-SURFACE ACTIVE AGENT 
WATER 



RESIN 
WATER 



| HEAT 



<1 J 



£50°C 



i 



CO- SURFACE ACTIVE 
AGENT 



EMULSION 

-t 



PACKAGING 



« (1) Dissolving the polymer in the aqueous phase takes much 
longer. 

\\2) (3) After the "heating" operation a readjustment to 
'-ambient temperature of the aqueous phase is desirable before 
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proceeding with mixing. 

(4) The solution probably shows the greatest speed of 
dissolution without recourse to a heat treatment. 

The resume of the details of the constituents of the 
various emulsions prepared is given in the following table 
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Concentrated - aqueous - emulsion 
(concentrations in g/1) 


Ingredients of 
formulation 


No. 1 


No. 2 


No. 3 


No. 4 


No . 5 


No . 6 




PRODUCT A 


100 


150 


150 


150 


150 


150 


15 


SOLVES SO 15 0 


52 . 5 


100 


100 


100 


100 


100 




Me. In i Li FHTHALATE 


127 . 5 


0 


0 


0 


0 


0 




ETHYL PHTHALATE 


0 


100 


100 


100 


100 


100 




AGRILAN F 546 


120 


0 


0 


0 


0 


0 




EMPHOS CS 136 


0 


70 


0 


0 


0 


0 


20 


BEYCOSTAT QA 


0 


0 


70 


0 


60 


0 




ESGANE 62 36 A 


0 


0 


0 


70 


0 


60 


i 
i 


1 , 2 -PROPANEDIOL 


110 


108.5 


108 . 5 


108 . 5 


104 


104 


1 


MOWIOL 4/88 


90 


0 


0 


0 


0 


0 




MOWIOL 18/88 


0 


0 


0 


0 


48 


48 


% 


LUVISKOL K 90 


- 0 


41.5 


41 . 5 


41.5 


0 


0 




WATER 


450 


480 


480 


480 


488 


488 



30 



35 



i . 

V ^ 



SOLVESSO 150 

AGRILAN F 54 6 
EMPHOS CS 136 
BEYCOSTAT QA 
ESGANE 62 36A 

MOWIOL 4/88 
MOWIOL 18/88 



) 



aromatic hydrocarbon 



"Acid phosphate R-ether" type 
surface active agents 



Polyvinyl alcohols with a different 
molecular weight but with the same 
saponification number. 




LUVISKOL K 90 Polyvinyl pyrrolidone with a K 

number between 88 and 96 •;<-,.' 

5 

Biological test : 

The emulsions of the invention have been compared with a 
standard formulation of a concentrated emulsif iable type. 

The tests have been carried out on apple tree .acarida : 
10 Panonychus Ulmi. 

The formulations of the invention were shown to be 
superior in terms of impact and persistence of action. 

After 20 days, the formulations of the invention are 
still effective unlike the standard formulations. 
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The claims defining the invention are as follows: 

1. Concentrated aqueous emulsions comprising: 

0.01 g to 250 g/1 of pyrethrinoid; 

0 g to 350 g/1 of aromatic hydrocarbons; 

0 g to 350 g/1 of phthalic ester; 

40 g to 200 g/1 of acid phosphate ether; 

30 g to 200 g/1 of 1,2-propanediol; 

30 g to 150 g/1 of vinyl alcohol resins; 

40 g to 600 g/1 of water. 

2. Concentrated aqueous emulsions according to claim 1, wherein said 
pyrethrinoid is deltamethrine, permethrine, cypermethrine, alphamethrine, 
tralomethrine, cyhalothrine, fenvalerate, cyfluthrine, flucythrinate, fluvalinate, 
fenpropathrine, tefluthrine and bifenthrine. 

3. Concentrated aqueous emulsions according to claim 1 or claim 2, 
substantially as herein described with reference to any one of the Examples. 

4. Preparation process for concentrated aqueous emulsions according to any 
one of claims 1 to 3, characterized in that: 

a solution A is prepared by dissolving an active ingredient in a solvent or 
solvents and a surface active agent is added to it; 

a solution B is prepared containing a film-forming agent, water and a co- 
surface active agent 

then solutions A and B are mixed together under agitation in order to obtain the 
desired aqueous emulsion. * 

5. Preparation process according to claim 4, wherein said surface active agent 
is selected from the group of add phosphate ethers of formula: 

R(OCH 2 CH 2 ) n o 

P<^ 

R'cr oh 

in which R' represents a hydrogen atom, or represents an R(OCH 2 CH 2 ) n radical, 



A FT- 1 



R representing an alkyl radical containing up to 18 carbon atoms, an aryl radical 
containing up to 14 carbon atoms, or an alkylaryl radical containing up to 24 
carbon atoms and n representing an integer which can vary between 1 to 18. 

6. Preparation process according to claim 3 or claim 4, wherein said film- 
forming agent is a thermoplastic vinyl resin. 

7. Preparation process according to claim 6, wherein said thermoplastic vinyl 
resin belongs to the family of polyvinyl alcohols. 

8. Preparation process according to claim 6, wherein said thermoplastic vinyl 
resin is a derivative of polyvinylpyrrolidone. 

9. Preparation process according to any one of claims 4 to 8, wherein said 
active ingredient is a pesticide. 

10. Preparation process according to claim 9, wherein said pesticide is a 
pyrethrinoid. 

11. Preparation process according to claim 10, wherein said pyrethrinoid is 
deltamethrine, permethrine, cypermethrine, alphamethrine, tralomethrine, 
cyhalothrine, fenvalerate, cyfluthrine, flucythrinate, fluvalinate, fenpropathrine, 
tefluthrine and bifenthrine. 

12. Preparation process according to any one of claims 4 to 12, wherein said 
active ingredient, (lR,cis)-3-C(E)-2-fluoro-3-methoxy-3-oxo-l-propenyl]-2, 
2-dimethyl cydopropanecarboxylate of 1,2,3,4,5-pentafluoro benzyl; or (lR,cis)-2,2- 

dimethyl-3-[(Z)-3-oxo.3-[2,2,2,-trifluoro-l-(trifluoromethyl).ethoxy]-l-propenyl] 
cydopropanecarboxylate of (S)-alpha-cyano-3-phenoxy benzyl. 

13. Preparation process for concentrated aqueous emulsions according to any 
one of claims 4 to 12, which process is substantially as herein described with 
reference to any one of the Examples. 

14. Concentrated aqueous emulsions whenever prepared by the process as 



claimed in any one of claims 4 to 13. 
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